Introduction
Rechargeable Li-ion batteries (LIBs) represent an energy-storage technology that has undergone tremendous development in recent decades with significant progress in terms of energy and powerd ensities. This has enabledt hese batteriest oc onquer the portable-electronics market and expandi nto those of power tools and electric vehicles.N evertheless, an increasing concern is connected to ap arallel and necessary development of more sustainable LIBs, as their components and manufacturing are expensive, account for obnoxious gas emissions and rely on toxic and hazardous materials, which ultimately represent at hreat to the environment.
Fluorine-richc ompounds, such as polyvinylidene fluoride (PVdF) bindersa nd LiPF 6 electrolyte salt, are classical examples of toxic and hazardous components that are found ubiquitously in LIBs and also require ah igh energye xpense for their synthesis and processing in battery manufacture. [1] Attempts to substitute PVdF with cheaper renewable water-soluble binders such as carboxymethyl cellulose (CMC) [2] or alginic acid [3] have been successful and have improved not only the sustainability of such electrode preparations (see Table 1 ) but also their overall electrochemical performances. This is the case for most active materials for negative electrodes [4] [5] [6] [7] [8] and also for af ew positive ones [9] [10] [11] that are not extremelys ensitive to moisture (e.g.,LiFePO 4 ). [12] Conversely,t he replacement of LiPF 6 with af luorine-free salt has not experienced the same degree of success, as LiPF 6 still provides the most desirable combination of properties for applications in LIBs (see Ta ble 2), for example, high ionic conductivity,e lectrochemical stabilityo ver ab road voltage window, stable solid-electrolyte interface (SEI) formation,A lp assivation and aw ide range of operation temperatures. [13, 14] Nonetheless, lithium bis(oxalato)borate (LiBOB) has been investigated in several studies [15] and is av iable candidate for the replacement of LiPF 6 in high-temperature applications (e.g.,6 0 8C) despite its moderate solubility and ionic conductivity,t hicker SEI and narrower voltage-window stability, as it has enhanced thermals tability [16] [17] [18] and can passivate Al. [19] This should avoid the presence of highly corrosive substancesg eneratedf rom LiPF 6 decomposition (i.e.,H Fa nd POF 3 ), whichi st ypically exacerbated at temperatures above 40 8C, [16, 20] and, thus, improve cell safety Environmentally friendly and cost-effective Li-ion cells are fabricated with abundant,n on-toxic LiFePO 4 cathodes andi ron oxide anodes. Aw ater-soluble alginate binder is used to coat both electrodes to reduce the environmental footprint. The critical reactivity of LiPF 6 -based electrolytes towardp ossible traces of H 2 Oi nw ater-processed electrodes is overcome by using al ithium bis(oxalato)borate (LiBOB) salt.T he absence of fluorine in the electrolyte and binder is ac ornerstone for improvedc ell chemistry and results in stable battery operation. A dedicated approacht oe xploit conversion-type anodesm ore effectively is also disclosed. during operation. [21] LiBOB is also superior to LiPF 6 in terms of cycling stability in full cells containingL iFePO 4 and graphite. [22] Other crucial steps are still necessary to advance the overall sustainability of the next generation of LIBs, especially in terms of material choice and associated chemistry.A ccording to recent directives of the European Union on the development of energy technologiesf or at ransition to al ow-carbon economy, [23, 24] cobalt and graphite are much more criticalt han lithium from an economic perspective (see Ta ble 3) .
Cobalt ores are not abundant, andC oi satoxic and expensive material, the role of whichi sn owadays considered strategic for as eries of applications. Clearly,t he early quest forC o- [a] Typical range of pricesf or medium/large quantities on Alibaba.com.
[b] NMP = N-methylpyrrolidone. Copolymersa re solublea lso in acetone and water.
[c] Maximum service temperature; À63 8C T g À58 8C. free cathodesc ontaining safer and more abundant elements was one of the main driving forces that led to the successful development of lithium iron phosphate (LFP), [25] [26] [27] lithium manganese spinel (LMS) [28, 29] and, more recently,Ni-rich layered materials with low Co contents. [30, 31] The unexpected criticality of graphite is attributed mainly to its uneven distribution, the ever-increasing demandf or its naturalf orm for industrial applications (e.g.,s teelmaking and lubricants)a nd the possible realization of cheaper LIB anodes. [32] These circumstances have led the expertst of lag this materiali nE urope, despite itsk ey role in LIBs. Owing to the exceptional properties of graphite, the search for as uitable and cost-effective substitutef or anodesi s perhaps one of the toughest challenges in this field, especially if abundant and non-toxicm aterials should be employed.C urrently,t he most viable candidates are Si [33] [34] [35] [36] or perhaps Al, [37] which both form Li alloys, and conversion compounds based on Fe [38] [39] [40] and Mn [41] have also been proposed. [42, 43] However, the cycling-induced structuralc hanges of these materials still represent aw eak point that often causes an early deterioration of their electrochemical performance. [42, 44] This becomes particularly severe if huge volume variations occur and cause extensive damage to the interface and electrical wiring of the active materials, although the presence of inactives emiconductor or metallicp hases in Li-alloy-typec ompounds often alleviates this issue (e.g.,FeSi 2 /Si@C [45] and TiSnSb [46] ). Another crucial point is the simultaneous provision of high power levels withoutt he need for elaborate materiale ngineering. LiFePO 4 /Li 4 Ti 5 O 12 full cells [47] represent an outstanding example of high-power and long-lasting batteries but suffer from unavoidable drawbacks of substantially lower energy density and highers ynthesis costs compared with those of graphitebased LIBs. Nonetheless, Li 4 Ti 5 O 12 eliminatesf ully the main problem of graphite anodes, that is, the risk of failure through al ithium-plating mechanism during high-power charging or upon chargeu nder alow-temperature operation regime.
Some initial progress towards ag raphite substitute was achieved along the possible route of conversion-type materials. Recently,h igh-power LIBs based on carbon-coated ZnFe 2 O 4 [48, 49] and CNT-LiFePO 4 (CNT = carbon nanotube) active materials assembled with sodium carboxymethyl cellulose (Na-CMC) and a1m LiPF 6 electrolyte showede xceptional electrochemicalp erformances [50] and, in principle, met most of the requirements forapotentially sustainable alternative to conventional graphite-basedc ells. This interesting type of battery system hasm otivated us to go as tep further, namely,t oe xplore the direct utilization of Zn-freen anostructured iron oxide from straightforwards yntheses at low temperatures and to fully exploit for the first time the pseudo-capacitive behaviour [51] of its reactedf orm (i.e.,F e/Li 2 O) in completely fluorinefree Li-ion cells containing an additive-free 0.8 m LiBOB electrolyte, sodium alginate binder and commercial LiFePO 4 powder as ac athode.
This study clearly shows that, even without any particular engineering of the iron oxide anode (e.g.,C -coating, [52, 53] hollow nanoparticles, [54] micro-boxes, [55] or yolk-shell structures), [56, 57] it is possible to cyclet he corresponding full cells with LFP at room temperature at high rates with good performances and stability for more than 1000 cycles with good Coulombic efficiencies and ar emarkable improvement of round-trip efficiencies. Thee nergy efficiencies for the correspondingf ull cells are not limited by the large voltage hysteresis causedb yt he typical conversion/de-conversion of iron oxide, as itsp seudo-capacitance at low voltages versus Li + + /Li (i.e.,i ni ts deep-lithiated Fe/Li 2 On anocomposite form) is utilized here. This approach, in which the negative electrode is pre-loaded with Li before its assemblyw ith the otherc ell components,l eads to an increaseo ft he output voltage in the corresponding batteries. The crucial step of iron oxide pre-lithiation is discussed, and direct reactive contact with Li metal enables aw ide range of operation voltagesf or the associated cells with LFP and represents ap ossible (e.g.,q uicker)a lternative to electrochemical pre-cycling of the same material. This route grants access to average cell operationv oltages in the range 2.6-3.1 Vw ith excellent stabilityf or the electrochemical reactions even in presence of ac ycling window as large as 3V .T o the best of our knowledge,this cell potentialist he highest obtained to date with this particularc ombination of active materials. An enhanced electrochemical activity owing to the formation of small Fe nanoparticles and the associated wide distribution of potentials [58] for extensive charge storagea tthep hase boundaries with Li 2 O [59] result in voltages very close to that of the Li + + /Li couple.N os ign of degradation,s uch as lithium plating on graphite, has been observed here even during fast chargea nd discharge. As loping plateau, beneficial to many applications, was obtained in the voltage profiles of these cells, and the features of LIBs and those of supercapacitors are bridged in this way.
Through the present approach, as eries of crucial aspects are addressed in these cells:1 )effective Li storage at the phase boundaries [60, 61] and double-layerc harging are enhanced, 2) the range of operation potentials can be tuned to limit volumev ariations and structural rearrangementsi nt he reacted iron oxide or to access a" built-in Li reservoir", 3) the energy efficiencies are improved dramatically comparedw ith those of Li half-cells based on iron oxide,4 )noH Fc an be formed andr eleased in the electrochemical processes;t herefore, the safety of the cells and their stability over long-term cycling are improved, 5) high charge/discharge rates are accessible without the risk of dendrite formation( e.g.,a si ng raphite anodes) thankst ot he wider electroactive potentialw indow provided by Fe/Li 2 Ou pon reaction at low voltages versus Li + + /Li and its tendency towards surface passivation, [62] 6) the hazards during the entire electrode fabrication,c ell assembly and operation as well as the possible recycling of the variousc omponents after battery disposal are reduced. Ap reliminary investigation of the effects broughta bout by direct pre-lithiation and electrochemical pre-cycling of the anodesi nt hese LiBOB-based cells has also been performed. The characteristic morphologies of the iron oxide materials are shown in the SEM images in Figure 1t ogether with that of the LFP electrode, which is considered for comparison here.
The composite negative and positive electrodes (Figure 1c  and d ) both display agglomerates of activen anoparticles surrounded by carbon black. The LFP particlesi nF igure 1d have shapes similar to platelets or elongated disksw ith typical dimensionss panning from 50 nm to approximately 0.5 mm. Conversely, the iron oxide powders in Figure 1a and caconsist of small nanoparticles (i.e., < 50 nm), which form fluffy agglomerates with typical sizes below 1 mm, as well as larger and more compacta ggregates with micron-sized dimensions. The morphologyo ft he iron oxide nanowires/leaves (Figure 1b) i sa lso distinctive, and they have lengths of approximately 1-2 mm and reduced thicknesses of afew nm.
The formation of the nanostructured iron oxide powder and the nanowires/leaves was studied by XRD. The diffraction patterns before and after the pyrolysis of iron acetate as well as those foriron oxidation are presented in Figure 2 .
The diffraction pattern of the pristine iron acetate powder suggestsarather limited crystallinity of this precursor salt, which also possesses ac omplex crystal structure. [63] The pattern obtained after the pyrolysis process displays broad peaks and bands that correspond to the formation of small nanoparticles of Fe 3 O 4 , g-Fe 2 O 3 or both, as indicatedb yt he Miller indexes associated with these spinel structures.A tt his stage, it is very difficult-if not impossible-to distinguish between these two oxide phases, because they share the same crystal structure and the diffraction peaks in Figure 2a re very broad and do not enablet he extraction of more detailedi nformation. In any case, the magnetic nature of the pyrolyzed powder is evident if it is subjected to the field of as mall permanent magnet (see Figure S1 in the Supporting Information). It shouldb en oted that the existence of Fe 3 O 4 is related to that of g-Fe 2 O 3 in many cases (i.e.,F e 3-d O 4 with ordered vacancies) and that these oxidescan also undergo further transformations into a-Fe 2 O 3 (e.g.," martitization"), [64, 65] especially if small crystals are exposed to air.T he diffractograms of the iron substrate beforea nd after oxidation exhibit sharp peaks owing to the presence of highly crystalline phases. After oxidation, three main crystalline components are detected clearly,n amely,F e, Fe 3 O 4 and a-Fe 2 O 3 .T he latter possesses ap ronounced crystal orientation along (110), as can be seen from the associated diffraction signal, whicha lmost overlaps the most intense( 311) diffraction peak of the main magnetite phase.
Raman micro-spectroscopyw as performed to investigate the structure and composition of the formedo xide phases in more depth and to probe separately the LFP surface( see Figure S2) . The spectra of the iron oxide materials formed through Figure 3 . Resonant Ramans cattering (RRS) at l = 532 nm was employed to enablet he possible detection of even smallt races of aFe 2 O 3 in the pyrolyzed powders whereas an off-resonance measurement at l = 785 nm was performed fort he nanowires/ leaves to show the impact of the resonance conditions for aFe 2 O 3 and to confirmt hat Fe 3 O 4 is the major oxide phase formed in the oxidized iron substrates.
The Ramans pectrum of the pristine iron acetate powder exhibits al arge number of peaks, which are in excellent agreement with those reported previously. [66] The most intense peak at high wavenumbers is highly distinctive and also gives useful hints on the surface composition of the pyrolyzed powders. The latter show spectralf eatures that are totally differentf rom those of the acetate precursor.O nlyalimited number of broad peaks andb ands are seen in this case. The Ramans pectrum of the powder after pyrolysis demonstrates the coexistence of Fe 3 O 4 and g-Fe 2 O 3 .T he pronounced peak at ñ % 667 cm À1 is only characteristic of Fe 3 O 4 whereas the main overlapping peaks at ñ % 1390 and 1580 cm À1 have been reported as distinctive signatures of g-Fe 2 O 3 .
[65] The weak and broad bands below ñ = 600 cm À1 can be attributed to both Fe 3 O 4 and g-Fe 2 O 3 . [65, 67] Af aint feature in the same spectrum at ñ % 2932 cm À1 corresponds to the sharpest peak observed for the acetate precursor. [66] The presence of speciesv ery similart oi ron acetate on the surface of the pyrolyzed powder was confirmed by FTIR spectroscopy of the respective samples before and after pyrolysis( see Figure S3 in the Supporting Information). The eventual formation of traces of a-Fe 2 O 3 in the pyrolyzed powder,o wing to exposure to air and the possible additional oxidation of Fe 3 O 4 /g-Fe 2 O 3 ,c an be excluded here, as no resonance peak is detected at ñ % 1320 cm À1 .T he latter represents av ery sharp feature that is observed for a-Fe 2 O 3 owing to ar esonant two-magnon scattering, [65, 68, 69] though the same peak has also been associated with phonon scattering. [70] This resonancep eak is very pronouncedi nF igure 3f or the nanowires/leaves upon excitation at l = 532 nm. Althought his mechanism is ideal for the detection of a-Fe 2 O 3 even in tiny amountsh ere, it also hinders the simultaneous detection of Fe 3 O 4 ,w hich does not undergo resonance. This minor issue can be solved by using ad ifferent excitation wavelengtha nd, thus, movingt o" off-resonance" conditions, which clearly suppress the feature at ñ = 1320 cm À1 and highlight better the characteristic peak of Fe 3 O 4 at ñ % 667 cm À1 . TEM, high-angle annular dark-field scanning transmission electron microscopy (HAADF-STEM) and selected-area electron diffraction (SAED) were also conducted to gain further insightsi nto the local structures and textures of these iron oxide nanostructures.T he results of these analyses are presented in Figure 4 .
The nanostructured powders show ac haracteristic structure composedo fagglomerated nanoparticles.The typical size of the primary particles is approximately 10-15 nm, and the latter seem to have arather homogeneous size distribution in the related micrographs of Figure 4 . Ac ross-section TEM image of the iron oxide nanowires/leaves is showni nF igure 4f.The general morphologyofthe nanowires/leaves exhibits sharp tips and edges with some degree of bending. The maximum width of the base of the "leaves"i sa lmost 0.5 mm whereas their lengths cover different extentsf rom approximately0 .5 mmu pt oacouple of microns for the longest ones (see inset in Figure 4f ). The presence of extended defects in these elongated structures is also visible in Figure 4f .Ahigh crystallinity was clearly shown for the nanowires/leaves by the previousX RD and Ramana nalyses whereas the crystalline properties of the nanoparticles constituting the pyrolyzed powders are confirmed here by the SAED pattern (see inset of Figure4a). As eries of spotty rings corresponding to the major diffractions associated with the lattice structure of Fe 3 O 4 and gFe 2 O 3 can be observed. Moreover,v arious lattice fringesa re Figure 4c and e, which confirm the polycrystalline nature of these powders. The HAADF-STEM images presented in Figure 4b and dp rovide additional information regarding two other important features of these powders, namely,t he existence of ac ontinuous "surface layer" (most likely composed of remnants pecies with features similar to those of the acetate precursor) of approximately 10-20nm aroundt he particlea gglomerates (see arrows in Figure 4d ) and the ubiquitous presence of ap rominentm icro-porosity throughout the pyrolyzed material. These particular characteristics are not surprising and are perfectlyi nl ine with the previous FTIR and Raman spectroscopy results (see Figures S3 and  3) for the surfacec ompositiono ft he powders as well as with the particularp yrolytic process throughw hich the material was formed. The presence of al arge surface area causedb y the presence of micropores is also suggested by the findings of the gas adsorption-desorption measurements (see Figure S4 and Ta ble S1). Although the specific surface area of the Fe 3 O 4 / g-Fe 2 O 3 powders determined by BET analysisi sv ery close to 50 m 2 g
À1
,b oth the resultss hown in Figure S4 ba nd the value of the t-plot external surface area ( % 54 m 2 g
)inT able S1 indicate that the contribution of the micropores( i.e., < 2nm) in this material is not negligible. The impact of the micropores on the overall surface area could be larger than that estimated by these measurements, as their accessibility might have been limited by the surrounding layer observed in Figure 4d .I na ny case, from the HAADF-STEM and N 2 adsorption-desorption results, it can be concluded that the (micro)porous nature of the pyrolyzed powders could play an important role in the resulting properties and associated electrochemical behaviour,a si t could ease the transportofthe charge carriers (Li + + ,e À )through such an extendedi nterface.
Electrochemical performances of full cells
The electrochemical behaviour of the full cells based on coated electrodes containing commercial LFP powders and deeply lithiated nanostructured iron oxide is the main focus of the discussion here, and the individual properties of the positive and negative electrodes, studied in Li half-cells, are presented separately in the Supporting Information. Only some results of such electrochemical analyses will be recalled in the following, as the main goal of this investigation was to assess the feasibility of Li-ion cells relyinge ntirely on iron-based cathodes anda nodesi nc ombination with 100 %-fluorine-free components.
Cyclic voltammetry of full cells
As eries of 50 cyclic voltammograms is presented in Figure 5 for af ull cell cycled at scan rate of 1.0 mV s À1 in al arge voltage window between 1.2 and 4.2V .T he cell contains 0.8 m LiBOB electrolyte, an LFP cathode and ap re-lithiated nanostructured iron oxide anode obtained through direct-contact activation. The utilization of aw ide voltage range here was intended to probe most of the electrochemical reactions that can occur with this combination of materials and to establish whether such processes are favourable or detrimental for the ultimate cell performance, especially when theseb atteriesa re operated under unconventional conditions.
In Figure 5a ,i tc an be seen that the initial cycle shows abroad and highly asymmetric anodic peak, and the maximum oxidative current is observed at approximately 3.65 V. This reaction corresponds to the change in oxidation state from Fe II to Fe III in LFP and the concomitante xtraction of aL i + + ion from its olivine structure according to Equation (1):
At the same time, the pre-lithiated anode can undergo additional Li + + uptake by enhanced interfacial storagea tt he Fe/Li 2 O phase boundaries [71] through ap seudo-capacitive mechanism, [72] which has also been ascribed to the reversible formation and dissolution of veil-like organic surfacel ayers. [73, 74] The broad shapeand significant asymmetry of the first anodic peak can be understood on the basis that 1) the pre-lithiated iron oxide powders create ad istribution of potentialso wing to the different sizes of the reactedp articles, [58] 2) the SEI layer generated on the iron oxide electrode in the pre-lithiation process could be not entirely stabilized or fully formed in the inner- Figure 3 . Raman spectrum of the nanostructured iron oxide powder obtained by pyrolysis of iron acetate and comparative spectra obtained at different excitationw avelengths of the iron oxide nanowires/leaves growno n an oxidized iron foil. Notethat all of the materials werea nalysed at l = 532 nm, which causes resonant Raman scattering in a-Fe 2 O 3 ,asd emonstrated by the prominent peak seen at ñ = 1320 cm À1 for the nanowires. The presenceo fm agnetite in the nanowires is revealed through excitation with a l = 785 nm lasers ource, which yields an almost complete suppression of the resonance peak at ñ = 1320cm 3) the initial surface interaction of the composite Na-alginate/ LFP electrode with the LiBOB electrolyte could also contribute to further broadening and asymmetry of this peak (see, for example,F igure S5) and 4) the carbonaceous additives in the negative electrode could also participate in partial Li + + ion uptake in this range of potentials. [75, 76] The subsequent peak in under-potential deposition [77] (UPD) in the first cathodic halfcycles cannotb ee xcludedh ere. At ail extendingt oa pproximately 1.75 Vi sa lso observed together with as light bump at approximately 2.3 V. Ad istinctive peak is noticed in the same cathodic scan at approximately 1.5 V( marked with " §"i nF igure 5a)a nd this can be attributed to two overlapping processes, namely,1 )apartial reverse reactiono fF e/Li 2 Oa ccording to the general conversion/de-conversion mechanism for iron oxides [Eq. (2)]; [78] Fe y O x þ2x Li þ þ2x e À Ð y Feþx Li 2 Ow ith 0 <x 4, 1 y 3
and 2) as imultaneousi rreversible reduction of the LiBOB electrolyte (see also Figures S6a andS 11 ai nt he Supporting Information) on the composite LFP electrode with the formation of as urfacep assivating layer,w hich typically occurs at approximately 1.7-1.8 Vv ersus Li + + /Li for this electrolytic salt, [79, 80] althoughl ower voltages of approximately 0.5 Vv ersus Li + + /Li have also been found for graphite cycled in variousL iBOBbased electrolytes. [81] Ther elatively broad shape of the peak at approximately1 .5 Vi sl ikely caused by the superposition of these two electrochemical processes as well as the size distributiono ft he reactingp articles on both electrodes. The deconversion feature can play an important role depending on the voltage window under which this type of cell is operated. Indeed, by utilizing voltages below 1.75 V, it is possible to accessa"built-in Li reservoir" in the pre-lithiated anode and to compensate for Coulombic losses during the first half-cycle (i.e.,the first charge).
The anodic peak in the second cycle (Figure 5a )b roadens by approximately 0.2 Vt owardsl ower voltages and retains an asymmetrics hape. This behaviour can be justified by the above considerations and the additional contribution of some extra Li + + ions involved in the processes occurring in the first cathodich alf-cycle. The reduction peak in the subsequent cathodics can does not shift, and its currenta t3.3 Vi ss lightly highert han that observed in the first cycle;t his result demonstratesafull functionality for LFP,a si ti st he only compound that can incorporate Li + + ions at this potential. The feature attributed to the partial de-conversion of deeply lithiated iron oxide (i.e.,m arked with "*" in Figure5a) is shifted clearly to al ower potential(% 1.33 V), and its maximum intensity is reduced compared with that for the first cycleb ut is almostc onstant in the following ones.
From the third cycle on, ac ontinuous shift towards lower potentials is observed in Figure 5a for both the cathodic and the anodic peaks, together with am ore symmetric profile for the anodic reaction compared with those for the first two cycles. The widths of the main cathodic and anodic peaks increase with cycling, whereas their maximum currents decrease slightly.T he cathodic feature due to the partial de-conversion at low voltage disappears after 15 cycles and shifts progressively towards lower potentials.T he evolution of the subsequent redox peaks is presented in Figure5b, in which the cyclic voltammograms for the remaining 35 cycles are depicted. Ag raduals hift towards lower potentials for the redox peaks can be seen clearly,t ogether with as imultaneous enlargement of their bases and ac oncomitant fading of their maximum cathodic and anodic currents( see also the multimedia materials in the Supporting Information). From this preliminary qualitative analysis, it can be inferred that the electrochemicalb ehaviour of these full cells is dynamic (see Figure S7 aa nd bi nt he Supporting Information) and that the system does not respond in exactly the same way in each cycle, although ap rogressive stabilization of its charger etention is also observeda fter the first cycles ( Figure S7c) . Nevertheless, this dynamic aspect is not surprising here, as conversion compounds such as iron oxide are known to undergo progressive "electrochemical milling" [74, 82] during repeated conversion and de-conversion,w hich typically occurs over ab road range of potentials (e.g.,0 .05-2.80 Vv s. Li + + /Li). This process, in www.chemsuschem.org 2017 The Authors. Publishedb yWiley-VCH Verlag GmbH &Co. KGaA, Weinheim which the particle morphologies and their interfaces are changed dramatically,i nfluences the corresponding voltage profiles andt he reactivity of the resulting metal nanoparticles, [83] although ar eal de-conversion for Fe/Li 2 Oc learly does not occuri nt his case. The changes caused by the partial rearrangemento ft hese reactive interfaces upon cyclic voltammetry (CV) cyclinga re most likely responsible for the progressive shift of the redox potentials.N egative shifts of the electrochemicalp otentialf or the reaction of small clusters of metal atoms [84] have been observed for many metallicn anoparticle systems. [85, 86] However,s uch ap henomenon and the presence of extensive phase boundaries at the Fe nanoparticlei nterfaces are not necessarily detrimental, as it will be shown later that they contribute to fast charging and discharging of the same cell subjected to as eries of currents spanning over two orders of magnitude.
Galvanostatic tests of full cells
After this preliminaryC Vanalysis, more detailed measurements were performed with three-electrode cells under galvanostatic conditions to monitort he potentials of both the cathode and the anode simultaneouslya nd reference the latter to the Li + + /Li couple.T he results of these testsare presented in Figure 6 .
The cell voltage (E we ÀE ce ), the potentialo ft he LFP working electrode (E we vs. Li Figure 6a ,a nd the plots are stacked to allow their simultaneouse volution to be followed easily.T he system was operated with three different lower-voltagec utoffs of 1.8, 1.5 and 1.2 Vf or increasing current densities of 0.1, 0.2 and 0.3 mA cm À2 ,r espectively.T he potentials of both LFP and pre-lithiated iron oxide shiftedc ontinuously;t hus, the resultsc onfirm the previous voltammetric measurements. This shift is more pronounced in the initial cycles (see also magnified portionso ft he graph in Figure S8) , which proceeded at an approximate rate of 1.5C (i.e., % 40 min for af ull charge or discharge)u pon the application of 0.1 mA cm À2 .A si sd emonstrated clearly in Figures 6a and S8, no lithium plating occurs with progressive cycling, as the E ce potentialo ft he pre-lithiated irono xide is sensibly above 0V versus Li + + /Li after the first couple of cycles and the whole cell approaches the upper cutoffv oltage of 4.2 Vd uring charge. The minimum and maximum values of E ce shifted, especially the upper extreme during the initial cycles. The corresponding voltage profiles for the LFP electrode are influencedinaspecular manner by this phenomenon, as E we varies more significantly in the proximity of its lower extreme during cell discharge whereas the maximum values of E we during charge remain almostu nchanged and very closet ot he upper cutoffo ft he whole cell. After approximately 150 ho fc ycling (see Figure S8 a) , the highest value for E we is approximately 4.3 V versus Li + + /Li, and ac lear stabilization of both its upper and lower extremes can be noticed.
Ac omparison of the voltage profiles of E we and E ce reveals characteristic charge/discharge plateaus at approximately 3.45 Vv ersus Li + + /Li for LFP whereas as lope-like feature is observed for the pre-lithiated iron oxide,w hich then reacts in its nanocomposite Fe/Li 2 Of orm without showing evident signs of de-conversion. It is important to realize that the potential shift is generated by the deeplyl ithiatedi ron oxide:f or constant upper (4.2 V) andl ower (1.8 V) cutoff voltages for the whole cell, the features of the voltage profiles of E ce have aclear influence on those observedf or the LFP counterpart( i.e.,c ompare the variations of E we in proximity to its lower cutoff with those of E ce neari ts upper limit). The range of potentials spanned by E ce is not only as hiftedb ut also widens (e.g.,c omparet he E ce profilesa fter 10 and 100 hi nF igure S8), confirming again the resultso ft he CV analysis.T his remarkable potentials hift for Fe/Li 2 O and the simultaneous increase of its electroactivev oltage range upon cell discharge (e.g.,t he removal of Li + + ions from the Fe/Li 2 Oi nterface and reinsertion into the LFP structure) are in line with earlierr esults on the electrochemical properties of small metal nanoparticles, [58, 87] especially considering that the metallicp articles formed in conversion reactions are very small with typical sizes of 1-5 nm. [78, 88] Additional galvanostatic tests of full cells containing pre-lithiated iron oxide nanowires/leaves witht he same LiBOB electrolyte and LFP cathode( see Figure S9 in the Supporting Information) confirmed that the Fe nanoparticles in the resulting Fe/Li 2 On anocomposite play am ajor role in the sloping voltage profiles and their shifts and generate al arge electroactive window that extends over 3V .T his test rules out any possible influenceo ft he carbonaceous additives and alginate bindero nt he observed shapes and shifts of the charge/discharge curves. The range of potentials spanned by the full cell also appearst ob eb roader in Figure S9 , likely because of the large size distribution of the as-grown iron oxide nanowires/leaves (see Figures 1b and 4f ) before their contact pre-lithiation. This aspect wasv erified by complementary CV analyses of the pristine iron oxide nanowires/leaves in Li half-cells (see Figure S10 in the Supporting Information), whichs howed aw ide distribution of potentials. Hence, this phenomenon can also be expected in the respective full cells.
It can also be seen in Figure 6a that the minimal E ce values are still well above that of lithium metal even at higher currents (e.g., % 0.1 Vv s. Li + + /Li at 0.3 mA cm À2 after 260 h) and, thus, inherentlys afe from the dangerous formation of lithium dendrites.T he simultaneouse volution of the averagev oltage per cycle for( E we ÀE ce ), E we and E ce is presentedi nF igure 6b and shows that am ean operative voltage, approximately in the range of 3.0-2.6 V, can be obtained from this type of cell under different cycling conditions. The evolution of the charge/discharge capacities (Figure 6c )d emonstrates not only as table behaviour for this cell but also ac ompensating effect of the lower cutoff values (i.e.,1 .8!1.5!1.2 V) on the overall capacityr etentionu pon the application of higher current densities. Thec ell capacity (relativet ot he active mass of the LFP cathode) remains stable at approximately 120 mAh g À1 after more than 300 cycles in correspondence to ap ractical Cr ate approaching 5C at 0.3 mA cm À2 in the last 100 cycles. Importantly,a na verage Coulombic efficiencyo f( 99.7 AE 1.2) %w as obtained over 320 cycles together with an average energy efficiency of (90.7 AE 1.9) %. The latter represents as tep improvement for ac onversion compound utilized in an unoptimized full cell (i.e.,w ith no specific additives, electrode engineering, etc.). Nonetheless, high-precisionc oulometry [89] would be better suited to follow more accurately the evolution of the reactions upon progressive charge/discharge and the eventual stabilization of their capacities.
The electrochemical behaviour of these cellsw ith contactpre-lithiated iron oxide and LiBOB was also compared with 1) an analogous system containing as tandard LiPF 6 electrolyte and 2) LiBOB-based cells with electrochemically lithiated (i.e., "pre-cycled") iron oxide anodes( see Figure S11i Ap rogressive decrease of the cell voltage is noticedi na ll of the batteries during the initial cycles,a ss hown in Figure 7 . As hift in the incremental capacity is observed together with ac harge/discharge end-point slippage mostly for the pre-lithiated anode in the LiPF 6 cell whereas, to am inimal extent, for the pre-cycled anode in the LiBOB battery (Figure 7a ,cand e). The separation in voltage (i.e.," polarization") betweent he chargea nd dischargec urves (e.g.,t aken at their half-capacity Figure 7a ,cand e) after 50 cycles seems rather similar for all of the cells ( % 0.17-0.21 V). To address this point systematically,t he mean charge/discharge voltages in each half cycle were also calculated. These data, together with the average values and the differences taken between the mean potentials obtained for each charge/discharge half-cycle (i.e.," gap"), are shown in Figure 7b ,da nd f. Ac omparison of the data points in Figure 7b ,dand fs uggestsasimilar electrochemical behaviour for all cells with ac lear stabilization of their average operation potentials at approximately 2.95 Va fter 100 cycles and comparable values for their respective "voltage gaps".T he latter remains below approximately 0.3 Vf or all of them after 100 cycles;t herefore, the combination of LiBOB andp re-lithiated iron oxide performs as reliably as that of LiBOB and electrochemically pre-cycled iron oxide.I to nly takes more time or cycles for the voltage profile to stabilize. The differences in the voltage profiles shown in Figure 7c an be understood on the basis that the pre-cycled anode had undergone ap reliminary series of full charges/discharges in aL ih alf-cell ( Figure S11i n the Supporting Information) and had been exposed in this way to different electrochemical and mechanical conditions compared to those for the direct-contact activation.
The capacity retention and efficiencies of these batteries are depicted in Figure 8 .
The capacities of the cells are stable at approximately 130 mAh g À1 ,i rrespectively of the differences in their electro- lyte and anode activation.T he slightly undulating features in the various graphs are due to temperaturef luctuations (e.g., day/night) throughout the cycling,a st he cells were tested under ambient conditions without anyt hermostatting. Some differences in their performances can still be noted in Figure 8 , as the LiBOB/pre-cycled iron oxide battery was the most stable in terms of capacity retention and energy efficiency after 100 cycles (i.e., % 91.2 %). The small differences noticedf or the prelithiated and pre-cycled iron oxide electrodes do not seem to have an immediate effect on the overall behaviour of the respectivec ells, though this could manifest after ap rolonged cycling period. Conversely,i tc an be noticed in Figure 8t hat the cell with LiPF 6 did not perform as well as the other ones with LiBOB, as itse nergy efficiency exhibited am ore pronounced tendency towards fading with av alue of approximately 89.2 %a fter 100 cycles. Ac omparativeo verview of the averagef eatures of these cells during cycling can be found in Ta ble 4.
The long-term cycling (i.e.,1 200 cumulative cycles over 1-2.2 months) of the cells was performed at various current densities and cutoff voltages to probe their overall responses and to highlight possible weak points, which are often not apparent in brief testsi nvolving only af ew hundred cycles.T he results of these galvanostatic tests are presented in Figure 9f or the cells with pre-lithiated iron oxide coupled to LiBOB and LiPF 6 whereas those obtained for the other battery with LiBOB The superior performances of the cells with LiBOB compared with that of the battery containing LiPF 6 is the most evident feature here, and, although the earlym echanism of failure of the latter (after roughly3 00 cycles)a sks for as eparatei ndepth study,s ome important aspects can nevertheless be highlighted. Indeed, aw hole water-based electrode processing may inherently lead to higher residual water content in the cells. This could promote the hydrolytic degradation of LiPF 6 and the production of HF in amounts that could trigger al oop of side-reactions, which would eventually lead to ap rogressive deterioration of the cell. [90, 91] Considering the high surfacea rea of the Fe/Li 2 On anocomposite, such an outcome would not be Figure 9 . Cycle performances, average voltages and characteristic efficiencies for various full cells with composite electrodes based on LFP and deeply lithiated nanostructured iron oxide uponlong-term cycling, which was mostly performed at 0.1 mA cm À2 between 1.5 and 4.2 Vinthe last 1000 cycles. The type of electrolyte and the initial activationoft he iron oxide electrodes are reported in each graph. surprising. Furthermore, the direct contact of the highly reactive Fe/Li 2 On anocomposite with the fluorinated electrolyte can only exacerbate the detrimental action of possible HF traces. Accordingly, the combination of water-based electrode coatingsw ith high-surface-area materials requirese xtra precautionsw ith the use of electrolytes relying on LiPF 6 .O nt he other hand, both LiBOB-based cells displayed am oderate fading of their performances through this long-term cycling test and still retained approximately 80 %o ft heir initial discharge capacities, and as lightly better stabilization of the value was observed fort he battery with the pre-lithiated anode (compareF igures 9a andS 12 a). This clearly demonstrates that aw ell calibrated combination of Fe/Li 2 On anocomposite anodes with "medium-voltage" cathodes (i.e. < 3.6 Vv s. Li + + /Li)e nables ac onvenient use of LiPF 6 -free electrolytes for full-cell safety [92] and cost advantages. Ar ate capability test performed with af ixed voltage range between 1.2 and 4.2 Vi sf inally presented in Figure 10 for aLiBOB cell with apre-lithiated iron oxide anode after its stabilization over fifty preliminaryC Vc ycles (see Figure 5 ) and for an analogous galvanostatically cycled LiBOB battery containing ap re-cycled iron oxide anode.
The responses of both cells upon the application of increasing current densities spanning two orders of magnitude appear to be satisfactory as they can withstand cycling rates as high as 30C with almostc omplete recovery of the capacity at subsequentl ow-C-rate cycles.T he performances of the galvanostatically cycled full cell containing pre-cycled iron oxide appearedt ob es lightly better than those offered by the CVcycled one with ap re-lithiated iron oxide anode.I np articular, both cellsd elivered half ( % 88 mAh g À1 )o rs lightly more than half ( % 95 mAh g
À1
)o ft heir initial capacities upon fast discharge/charge at ar ate of 6C (Figure 10 aa nd c) . It is worth mentioning that charging at rates beyonda pproximately 3C over a5 0% state-of-charge window remains ac rucial challenge for graphite anodes, especially for their use in electric vehicles.N evertheless, these excellent rate performances and cyclabilities have been achieved here for al ow active mass loading and withoute lectrode calendering. Commercial LIBs rely on much more heavily loadeda nd calendered electrodes than those presented in this study to achieve suitable energy densities for the various applicationst hey are madef or.A dapting the manufacture of Fe/Li 2 On anocomposites to that of commercial graphite electrodes clearly poses furtherc hallenges. In this respect, it is also most likely that this Fe/Li 2 On anocomposite falls short in terms of volumetric capacity compared with that of lithiated graphite, though the conversionm echanism per se yields rather closely spacedF e/Li 2 Ob oundaries in reactedm icron-sizedi ron oxide particles. These extensive reactive interfaces ultimately account for the enhanced pseudo-capacitivec harge storage utilized here.
In any case, the above results represent as ignificant improvement of the overall performances initially reported for "lithium-iron" cells [93] with pre-lithiated a-Fe 2 O 3 ,L iFePO 4 ,P VdF and 1 m LiPF 6 .S uch as ystem was limitedb ya50 %l oss of its capacityi n1 90 cycles at rates of less than 1C, unspecified round-trip inefficiencies and an average output voltage of only approximately 2.2 V. Nonetheless, previouss ystematic studies of the chemical and electrochemical lithiation of iron oxide [94] have also contributed to the development of Overall, our Li-rich electrodes based on Fe nanoparticles embedded in Li 2 Od emonstrate an alternative concept to overcome effectively the main drawbacks of iron oxide utilization in LIBs. Most likely, this could also be appliedt os imilarc onversion-type anode materials throught he general approachd evised here. High charge-rates,l ow polarization and stable cycling over al ongt ime or for many cycles should now also be viable forthese systems.
Conclusions
Safer and more environmentally friendly batteries, which could represent an alternative to conventional LiFePO 4 -graphite cells, have been demonstrated here. This electrochemical system relies on an ew approachw ith nanostructured iron oxide in ad eeply lithiated Fe/Li 2 Os tate as an anode in combination with an entirely fluorine-free binder (sodium alginate) and electrolyte salt [lithiumb is(oxalato)borate (LiBOB)] coupled to aLiFePO 4 cathode.
The resultso ft his study clearly suggest that:F irst and foremost, an average output voltagea sh igh as approximately 3V can be obtained, and the hysteresis losses arising from the conventional use of conversion materials can be overcome.
Very good electrochemical performances have been displayed at variousCrates in combination with long-term cycling (1-2.2 months) for 1200 cycles with overall capacity retentionso fa pproximately 80 %o ft he initial dischargev alues, despite the complete lack of any carbon coating on the iron oxide andd edicated electrode structure engineering.
The above pointsh ave led to ar emarkable improvement in energy efficiency.E nergye fficiencies as high as approximately 92 %w ere attained at practical Cr ates of approximately 1.5C in combination with average Coulombic efficiencies of approximately 99.6 %, despite the non-optimized nature of the materials and the total absence of any electrolyte additive.
An enhanced pseudo-capacitiveb ehaviouro ft he nanocomposite anode can be utilized to enable relatively high rates ( % 1-5C) with no apparent capacity losses and, most importantly,w ith no Li plating,w hich is often ac ritical issue for graphite electrodes operated under similar conditions. This is especially evidenti ft his electrochemical system is operated over larger voltagewindows.
This approacha lso shows the influence of the size effects generated by the Fe nanoparticles embedded in Li 2 Oa nd harnesses their related potentialshifts to promote the safer operation of these cells at high current densities. This phenomenon represents an interesting bridge between battery and supercapacitorp roperties without requiringm ajor trade-offs in terms of performance, independently of the way in which this type of system is operated.
Finally,s uch am oderateo utput voltage for these cells provides an excellent opportunity for the completer eplacement of fluorine with less harmful speciesi nb oth the electrolyte and the polymer binder.I nt urn, this improves the overall cell safety by eliminating any risk for accidental HF formation and simultaneously reducest hose hazards associated with the productiono ft he raw materials, the electrode fabrication, subsequent cell assembly and operation as well as the ultimate recycling of the components after disposal.
Experimental Section
Materials synthesis and electrode preparation Nanostructured iron oxide powders were synthesized by the pyrolysis of anhydrous iron acetate (Aldrich) under vacuum by ap rocedure similar to that reported previously. [95] Here, the pyrolysis temperature was increased slightly to 270 8Ct of orm and stabilize nanostructured Fe 3 O 4 /g-Fe 2 O 3 as an anodic material. Commercial lithium iron phosphate (LFP-P2, SüdChemie) powder was utilized directly as the active cathode material without any further processing. The electrode coatings for the cathodic and anodic materials were alginic acid sodium salt from brown algae (Na-Alg, Aldrich, M w % 80 000-100 000) as ar enewable water-soluble polymer binder. The negative electrode coatings consisted of am ixture of nanostructured Fe 3 O 4 /g-Fe 2 O 3 ,N a-alginate, carbon black (CB-C-65, CEnergy) and carbon nanofibers (CNF,A ldrich, 100 nm 20-200 mm) with aF e 3 O 4 /Na-Alg/CB/CNF weight ratio of 75:12.5:10:2.5. The positive electrode coatings included ab lend of LFP,N a-alginate and CB in aw eight ratio of 75:10:15. The slurries were cast by means of ac oating apparatus (KR-K Control Coater) on ao ne-sided roughened copper sheet (Swedecal) for the negative electrodes and on carbon-coated aluminium foil (LeclanchØ,E B012 + Al 20 mm) for their positive counterparts. All of the coatings were dried overnight in ac onvection oven at 80 8C. Coated disks with ar adius of 10 mm for the anode and cathode materials were cut by ap recision perforator (Hohsen). Extra disks of coated cathodes with 5mmr adius were also punched for additional tests. The positive and negative electrode coatings were subsequently dried for 12 ha t1 20 8Ci navacuum oven (Büchi)l ocated in an Ar-filled glove box (O 2 < 1ppm, H 2 O < 1ppm) before further manipulation or cell preparation.
As econd type of iron oxide anode (i.e.,n anowires/leaves) was prepared through ad irect-growth method by the oxidation in air of perforated 0.025 mm thick iron foil (Alfa Aesar,9 9.5 metals basis) disks heated at 350 8Cf or 24 h. [96] The Fe disks had ar adius of 5mm( i.e.,1 0mmh oles in the punched foil) and, after oxidation, were subjected to vacuum drying, analogously to the coated electrodes. This approach provided an electrode preparation free from wet processing as well as from binders and carbon additives and, thus, combined metallurgy directly with electrochemistry. [97] This type of electrode was sandwiched between two LFP-coated elec- 
Structural and compositional characterization
The surface morphologies of the various electrodes were probed by SEM with aZ eiss Gemini 1550 microscope equipped with af ield-emission gun (FEG). Ad edicated in-lens detector was utilized to collect the secondary electrons emitted from the surfaces of the specimens. The XRD was conducted in aB ragg-Brentano configuration with aSiemens D-5000 diffractometer with aCuK a radiation source. Ar otation speed of 15 rpm was applied during the analyses of the samples. Raman spectroscopy was also performed to investigate the compositions of the active materials used in the various electrodes. All of the spectra were obtained with aR enishaw inVia Raman microscope at two excitation wavelengths (i.e., 532, 785 nm) provided by two separate laser diodes (Renishaw) with am aximum output power of 500 mW.T he laser beam was focused on the sample surface through a5 0 magnification objective, and ac onstant laser power,f ixed to 0.1 %o fi ts maximum nominal value, was applied during the analyses. Ap reliminary calibration of the spectrometer was performed with aS iw afer to obtain ac haracteristic reference peak located at ñ = 520.6 cm À1 . Twenty cumulative acquisitions were run for each spectrum with am easuring time of 20 s. Am inimization of the beam exposure between subsequent scans was also applied to avoid possible degradation of the sample surface. The FTIR spectroscopy was performed in the wavenumber range between 600 and 4000 cm À1 using aP erkinElmer (Spectrum One) spectrometer in an attenuated total reflectance (ATR) mode. The IR spectra were recorded for 20 cumulative acquisitions to improve the signal-to-noise ratios of the spectral features. The HR-TEM and SAED were performed with aJ EOL JEM-2100F microscope operated at 200 kV and equipped with aG atan Ultrascan 1000 CCD camera and ad edicated energy filter (GIF Tridiem). HAADF-STEM was also performed on the powdered sample to obtain additional information about its outermost surface and to obtain deeper insights into its local microstructure and porosity.T he powder was ground in am ortar and subsequently loaded onto aT EM copper grid with ah oley carbon film. The samples containing iron oxide nanowire/leaves were protected by epoxy for their preparation for cross-section analysis. The cross-section TEM specimens were polished mechanically to at hickness of approximately 20 mmb efore ion milling at 4kVu sing ad edicated Ar-sputtering equipment (Fischione Model 1050).
The gas adsorption measurements were performed through nitrogen physisorption at 77 Kw ith aM icromeritics (ASAP 2020) instrument with the ASAP 2020 V3.04 Es oftware. The powders were heated overnight at 120 8Ct or emove possible traces of moisture before the analyses. The BET methodology was applied to evaluate the specific surface area of the powder,a nd DFT calculations were performed to estimate the pore size distribution.
Battery assembly and electrochemical characterization
LiBOB (Chemetall) was dried at 120 8Cf or 12 hi navacuum oven placed in an Ar-filled glovebox (M-Braun) and subsequently dissolved in am ixture of ethylene carbonate (EC) and diethyl carbonate (DEC) in an EC/DEC ratio of 1:1t op repare a0 .8 m electrolyte for the assembly of both Li half-cells and full Li-ion batteries. An analogous 0.8 m LiPF 6 electrolyte with EC/DEC 1:1 v/v was also prepared at the same time and utilized as as tandard reference in ap arallel test for the comparison of the performances of the full cells. All of the electrodes were vacuum-sealed in polymer-laminated aluminium pouch (i.e.," coffee-bag") cells in an Ar-filled glovebox (M-Braun) with oxygen and moisture levels below 1ppm. The electrode coatings contained at ypical active mass loading of approximately 1mgcm Pre-lithiation, preliminary SEI formation and the initial conversion of such iron oxide based anodes were performed for all of the electrodes employed in full Li-ion cells. Such ap rocedure consisted of soaking the electrodes with the LiBOB (or LiPF 6 )e lectrolyte and subjecting them to aface-to-face contact with the surface of ametallic lithium strip. This reactive interface contact was maintained for 2h using an enveloping polymer-coated aluminium pouch while applying ac onstant pressure through ac ouple of rigid supports and ap air of clamps. After this pre-lithiation step, the lithium strip was carefully removed and the Li-loaded (i.e.,c onverted Li 2 O/ Fe) electrode was directly utilized for the assembly of aL i-ion battery by applying as eparator,o ne drop of LiBOB (or LiPF 6 )e lectrolyte and aL FP cathode in sequence. The entire electrode stack was transferred to ap ouch cell having two metal tabs made of Cu and Al for the respective anode and cathode contacts and finally vacuum-sealed. For comparison, the electrodes based on nanostructured Fe 3 O 4 /g-Fe 2 O 3 were also loaded with Li through an electrochemical lithiation procedure by pre-cycling in Li half-cells at al ow current density to obtain ac orresponding deeply lithiated Li 2 O/Fe state (i.e.,acell stopped during discharge at 0.01 Vv s. Li + + / Li)a fter af ew galvanostatic cycles. Their subsequent assembly in full cells was performed as described above.
Cyclic voltammetry (CV) analyses were performed at room temperature using aV MP2 instrument (Bio-Logic) at increasing scan rates. The sweep rates typically spanned from 0.1 to 1.6 mV s À1 in av oltage range between 0.01 and 3.00 Vv ersus Li + + /Li for Li half-cells containing iron oxide based electrodes whereas higher rates of up to 3.2 mV s À1 were applied to LFP electrodes tested in analogous half-cells cycled between 2.2 and 4.2 Vv ersus Li + + /Li. The full cells were also subjected to several CV scans at 1.0 mV s À1 in aw ide range of operation potentials between 1.2 and 4.2 V.
Galvanostatic tests were performed with VMP2 (Bio-Logic) and Digatron BTS 600 cycling instruments at various current densities and voltage ranges. The long-term stability tests of the full cells 
